S2

Synthesis
General Information
All commercially available reagents were used without further purification and all solvents for column chromatography distilled prior to use. Thin-layer chromatography was performed using thin-layer chromatography plates (silica gel 60 F 254 , Merck). Silica gel 60 was used for column chromatography. Nuclear magnetic resonance (NMR) spectra were recorded on Bruker Avance 400 MHz spectrometer using the deuterated solvent as the lock and residual solvent as the internal reference. In 1 H NMR assignments, the chemical shift (in ppm) is given first, followed, in brackets, by the multiplicity of the signal (s: singlet, d: doublet, t: triplet, dd: doublet of doublets, ddd: doublet of doublet of doublets, td: triplet of doublets, m: multiplet, bs: broad singlet), the value of the coupling constants in Hertz (Hz), the number of protons implied, and finally the assignment of the proton whereever possible. Numbering of the carbon atoms of the molecular formulae shown in the experimental section is only used for the assignments of the NMR signals and is not in accordance with IUPAC nomenclature rules. Anhydrous tetrahydrofuran (THF) and benzene were distilled over potassium. Diethyl ether was distilled over sodium/benzophenone. Triethyl amine was dried over calcium hydride. Melting points of solid compounds were measured on a Büchi (BÜCHI 510) melting point apparatus and remained uncorrected. IR spectra were recorded on a Perkin-Elmer FT-IR 1750. Electrospray ionisation mass spectra (ESI-MS) were recorded on a Thermo-Quest LCQ Deca.
Microanalyses were performed on a Euro elemental analyser from EuroVector. sphere. After addition of 30 mL each of dry THF and of dry triethyl amine, the solution was degassed thrice by freeze-pump-thaw cycles. Tetrakis(triphenylphosphine)palladium(0) (15.0 mg, 13.0 µmol) and tri-tert-butylphosphine (0.05 mL, 200 µmol) were added and refluxed for 48 h. The reaction mixture was cooled and solvents were evaporated under reduced pressure. After dissolving the solid residue in dichloromethane, water was added. The organic layer was extracted with dichloromethane (3 × 30 mL), dried over sodium sulphate, and evaporated to dryness. The crude product was purified by chromatography using 70% dichloromethane in hexane as eluent over silica gel (R f = 0.37 for 0.5% ethylacetate in DCM). The received crude product was further purified over Bio-Beads X-S3 using tolune as eluent. The second fraction contained product 1. 
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Photoisomerisation Experiment S1
A argon saturated solution of trans-3 (10.0 mg, 54.8 mmol, λ max = 315 nm) in 2 mL of toluene was irradiated at 300 nm with high pressure mercury vapor lamp for 2 h in a quartz cell. The resulting mixture was analysed by 1 H NMR which indicated a 66 : 34 mixture of cis to trans. The mixture was subjected to column chromatography over flash silica using 10% ethylacetate in hexane as eluent. The received pure cis-3 was used for a further photoisomerisation reaction.
Photoisomerisation Experiment S2
Photoinduced isomerisation experiments were performed in dichloromethane using a quartz cell. Prior to the all experiments, dichloromethane was degassed and kept under argon. All experiments were performed with a high pressure mercury vapor lamp.
Model study with cis-3
A solution of zinc tetraphenylporphyrin (ZnTPP) (140 µmg, 0.206 µmol, 0.10 mM) and cis-3 (37.5 µmg, 0.206 µmol) in 2.0 mL of degassed dichloromethane was put in a quartz cell under argon and irradiated at 419 nm light for 30 min. 72% of cis-3 was converted to trans-3 as determined from the NMR ( Figure S12 ).
Model study with cis-stilbene
ZnTPP (138 µmg, 0.203 µmol, 0.10 mM) and cis-stilbene (36.6 µmg, 0.203 µmol) in 2.0 mL of degassed dichloromethane was put in a quartz cell under argon and irradiated at 419 nm light for 30 min. No conversion was observed from the 1 H NMR spectra ( Figure   S13 ). 
Photoinduced isomerisation of
Reversibility and Catalysis Experiment
The UV-vis titrations were analysed by the nonlinear curve-fitting method. ∆A values were monitored at 430 nm. The equation [1] used for the fitting is Small aliquots of the solution of trans-3 were added. After each addition, the 1 H NMR was recorded and the peak at 3.32 ppm was monitored for data analysis. The binding constant was determined using nonlinear curve-fitting applying the following equation: [2] Y=Y0+DY 
